1
H and 13 C NMR were recorded on a Bruker Avance (500 MHz for 1 H and 125 MHz for 13 C). Chemical shifts (δ) are given in part per million (ppm) on the δ scale, referenced to the residual proton resonance of the solvents (7.26 for CDCl3; 2.05 for (CD3) 2CO) or to the residual carbon resonance of the solvent ( 206.26 for (CD3)2CO). N, NaH (1.73 g, 43.2 mmol) was washed with n-hexane (3×10 mL) and DMF (70 mL) was added. This NaH-DMF mixture was cooled to 0°C, and a solution of pyrrole (1) (2.42 g, 36 mmol) in DMF (20 mL) was added dropwise. After addition, the reaction was stirred at 0°C for 2.5 h. ClSO2NMe2 (3.86 ml, 36 mmol) in DMF (20 mL) was added dropwise, and the mixture allowed to warm to room temperature in 2 h. The resulting mixture was then poured into ice-water (200 mL), and Et2O (200 mL) was added. The aqueous layer was extracted with Et2O (2×100 mL). The combined ethereal solutions washed with water (2×200 mL) and brine (200 mL) and dried over MgSO4. The solvent was removed in vacuo and the crude mixture was purified by chromatography using n-hexane : ether (30:1) as eluent in 70% yield (4.39 g) of white crystals; mp: 61-62 °C; 1 H NMR (500 MHz, CDCl3) δ 2.79 (s, 6H), 6.31 (t, 1H, J = 2 Hz), 7.09 (t, 1H, J = 2 Hz); 
Experimental Section

N, N-Dimethyl-2, 5-bis(trimethylsilyl)-1H-pyrrole-1-sulfonamide (3)
A solution of 2,2,6,6-tetramethylpiperidine (TMP) (8.05 mL, 47.4 mmol) in THF (60 mL) was cooled to -78°C and n-butyllithium (18.5 ml/2.5 M, 46.8 mmol) was slowly added, keeping temperature under -65°C. The resulting mixture was stirred for 1 h at -78°C. N, N-Dimethyl-1H-pyrrole-1-sulfonamide (2) (3.14 g, 18 mmol) in THF (20 mL) was then slowly added and the mixture stirred for 1.5 h at -78°C. Trimethylchlorosilane (6 mL, 46.8 mmol) in THF (15 mL) was slowly added. And the reaction mixture stirred for 30 min at -78°C, then two hours at room temperature. The reaction mixture was diluted with ether (100 mL) and poured into water (100 mL). The aqueous layer was extracted with ether (3×50 mL) and the combined ethereal solution washed with water (2 ×100 mL) and brine (100 mL) and dried over MgSO4. The solvent was removed in vacuo and the crude mixture was purified by chromatography using n-hexane : ether 
General Procedure for the Synthesis of Compound 4a-4b
A mixture of 3 (159 mg, 0.5 mmol), NIS (138 mg, 0.6 mmol), AgNO3 (15 mg, 0.09 mmol) and CH2Cl2 (20 mL) was stirred at room temperature for 15 h. The reaction mixture was diluted with ether (20 mL) and poured into water (10 mL). The aqueous layer was extracted with ether (3×20 mL), and the resulting organic layers were washed with sodium thiosulfate (20 mL), water (2×40 mL) and brine (40 mL) and dried over Na2SO4. The solvent was removed in vacuo and the crude mixture was purified by chromatography using n-hexane : ether 
A mixture of 3 (159 mg, 0.5 mmol), NBS (107 mg, 0.6 mmol) and THF (20 mL) was stirred at 0 for 6 h. The reaction mixture was diluted with ether (20 mL) and poured into water (10 mL). The aqueous layer was extracted with ether (3×20 mL), and the resulting organic layers were washed with sodium thiosulfate (20 ml), water (2×40 mL) and brine (40 mL) and dried over Na2SO4. The solvent was removed in vacuo and the crude mixture was purified by chromatography using n-hexane : ether 
General Procedure for the Synthesis of Compound 5a-5b
A mixture of compound 4a (37.2 mg, 0.1 mmol), terminal alkynes (0.15 mmol), CuI (5 mg, 0.03 mmol), PdCl2(PPh3)2 (8 mg, 0.01 mmol), Et3N (1 mL) and THF (1 mL) was stirred at 30°C for 2 h. The reaction mixture was diluted with ether (10 mL) and poured into water (10 mL). The aqueous layer was extracted with ether (3×10 mL), and the resulting organic layers were washed with water and brine and dried over Na2SO4. The solvent was removed in vacuo and the crude mixture was purified by chromatography using suitable solvent as eluent. 
N, N-Dimethyl-2-(trimethylsilyl)-5-(2-(trimethylsilyl)ethynyl)-1H-pyrrole-1-
General Procedure for the Synthesis of Compound 6a-6g
A mixture of compound 4a (37.2 mg, 0.1 mmol), aromatic boronic acid (0.15 mmol), 2M Na2CO3 (0.2 mL), Pd(PPh3)4 (12 mg, 0.01 mmol) and the mixture solvent of toluene: methanol (1:1, 3.5 mL) was stirred at 100°C for 2 h. (O2 in the reaction system was strictly removed by nitrogen purging for 30 minutes or vacuum degassing under N2 filling cycles before the reaction started). The reaction mixture was diluted with ether (20 mL) and poured into water (10 mL). The aqueous layer was extracted with ether (3×20 mL), and the resulting organic layers were washed with water and brine and dried over Na2SO4. The solvent was removed in vacuo and the crude mixture was purified by chromatography using suitable organic solvent as eluent. 9, 36.5, 115.9, 122.9, 128.4, 129.0, 131.2, 133.3, 139.6, 139. 7, 26.7, 36.7, 116.2, 122.4, 127.6, 130.5, 136.4, 137.4, 137.7, 141.5, 197.6 6, 36.7, 111.7, 116.7, 118.6, 122.5, 130.8, 131.3, 136.9, 137.2, 142. 6, 36.9, 116.8, 122.5, 122.9, 124.9, 128.5, 134.3, 136.2, 136.8, 141.8, 147.6 
Representative Procedure for the Synthesis of Compound 7a-7d
A mixture of 2-aryl-N, N-dimethyl-5-(trimethylsilyl)-1H-pyrrole-1-sulfonamide
(1 mmol), NIS (292.5 mg, 1.3 mmol), AgNO3 (34 mg，0.2 mmol) and CH3CN (30 mL) was stirred at 35°C for 1 h. The reaction mixture was diluted with ether (20 mL) and poured into water (10 mL). The aqueous layer was extracted with ether (3×20 mL), and the resulting organic layers were washed with sodium thiosulfate, water and brine and dried over Na2SO4. The solvent was removed in vacuo and the crude mixture was purified by chromatography using suitable organic solvent as eluent. 6, 38.2, 117.8, 126.4, 127.5, 130.1, 136.3, 138.1, 140.9, 197.5 
2-Iodo-N, N-dimethyl-5-phenyl-1H-pyrrole-1-sulfonamide
General Procedure for the Synthesis of Compound 8a-8j
A mixture of 2-iodo-N, N-dimethyl-5-aryl-1H-pyrrole-1-sulfonamide (0.1 mmol), aromatic boronic acid (0.15 mmol), 2M Na2CO3 (0.2 mL), Pd(PPh3)4 (12 mg, 0.01 mmol) and toluene: methanol (1:1, 3.5 mL) was stirred at 100°C for 2 h (O2 in the reaction system was strictly removed by nitrogen purging for 30 minutes or vacuum degassing under N2 filling cycles before the reaction started). The reaction mixture was diluted with ether (20 mL) and poured into water (10 mL). The aqueous layer was extracted with ether (3×20 mL), and the resulting organic layers were washed with water and brine and dried over Na2SO4. The solvent was removed in vacuo and the crude mixture was purified by chromatography using suitable organic solvent as eluent. 2, 55.3, 113.3, 113.9, 114.8, 125.8, 127.9, 130.3, 130.7, 132.4, 133.4, 138.5, 139.9, 159.4 3, 110.9, 115.2, 116.3, 118.9, 128.2, 129.4, 130.5, 131.2, 131.6, 134.3, 138.0, 138.8, 139. 7, 37.3, 115.1, 115.8, 127.9, 128.2, 129.1, 130.5, 131.6, 134.0, 135.9, 138.0, 139.5, 139.8, 9, 55.5, 110.4, 113.7, 114.5, 119.9, 123.2, 127.9, 129.5, 131.0, 131.1, 132.0, 133.7, 136.0, 136.6, 6, 37.2, 114.7, 115.6, 127.9, 128.0, 128.1, 128.9, 129.3, 133.0, 135.7, 138.4, 139.3, 140.8, 197.6 6, 37.2, 55.3, 113.4, 114.1, 115.7, 125.6, 127.9, 128.8, 130.7, 135.6, 138.6, 138.9, 140.6, 159.6, 197.6 6, 37.0, 55.5, 110.5, 114.2, 115.4, 120.0, 122.9, 127.8, 129.5, 129.7, 131.2, 135.8, 136.7, 137.2, 138.3, 157.6, 197.7 
. HRMS (ESI-TOF) for
General Procedure for the Synthesis of Compound 9a, 9c
A mixture of 2, 5-diaryl-N, N-dimethyl-1H-pyrrole-1-sulfonamide (0.2 mmol), TBAF (126 mg, 0.4 mmol) and DMF (5mL) was stirred at 130°C for 8 h. (O2 in the reaction system was strictly removed by nitrogen purging for 30 minutes or vacuum degassing under N2 filling cycles before the reaction started). The reaction mixture was diluted with ether (20 mL) and poured into water (10 mL). The aqueous layer was extracted with ether (3×15 mL), and the resulting organic layers were washed with water and brine and dried over Na2SO4. The solvent was removed in vacuo and the crude mixture was purified by chromatography using suitable organic solvent as eluent. 8, 55.3, 108.1, 113.7, 114.8, 116.7, 124.3, 124.9, 126.3, 132.0, 135.2, 159.6, 160. 8, 110.0, 118.2, 126.7, 128.5, 129.6, 130.6, 130.8, 131.7, 132.5, 132.9, 134.6, 134.7 
